

ORGANIC ELECTRO-LUMINESCENT DEVICE, MANUFACTURING METHOD 
FOR THE SAME, AND ELECTRONIC EQUIPMENT 


BACKGROUND OF THE INVENTION 


Field of the Invention 


The present invention relates to an organic electro-luminescent device provided 
with £kji electric light emitting elements used for displays, and display light sources, and 
the-Hke, a manufacturing method for the same, and electronic equipment. 


d_r- <rs op- 


'Recently r ylhe development of light emitting elements using organic materials 
for spontaneous light emitting-type displays in place of liquid crystal displays hasmeen 
proceeding at a rapid pace. With respect to an organic electro-luminescent device 
equipped with a light emitting component using an organic material in the light emitting 
layer, aJinethod for forming a low molecular weight layer using an evaporation process 
)(disclosed from page 913 in Appl. Phys. Lett. 51 (12), 21 September 198^, and a oj-*r 

method for coating a large molecular weight layer («S^isclosed from page 34 of Appl. 

Phys. Lett. 71 (1), July 1997]( a re principally knowm 

In the case of using a low molecular weight material ncotwcanc-for coloring, a 
light emitting material differing from that of mask lifting is vapor deposited and formed 
onto the desired image. On the other hand, in the case of a large molecular weight 
material, much attention is being placed on performing the coloring using an inkjet 
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method, due to refinement and ease with which the patterning can be accomplished. 
The following co nventional examples are- kn o w f Tas methods.for'forming an organic 


electro-luminescent component by 


an inkjet method: Japanese Patent 


Application, First Publication No. Hei 7-235378, Japanese Patent Application, First 
Publication No. Hei 10-12377, Japanese Patent Application, First Publication No. Hei 
10-153967, Japanese Patent Application, First Publication No. Hei 11-40358, Japanese 
Patent Application, First Publication No. Hei 11-54270, and Japanese Patent 
Application, First Publication No. Hei 11-339957. 

--In addition, from the standpoint of component manufacturing, in order to . 


improw thelightemitting efficiency and durability, the formation of airhole - ' 
injection/transport layer between the ./electrode.and light emitting layer is widely 
performed ^(disclosed from page 913 in Appl. Phys. Lett. 51 (12), 21 September 1987^.^) 
H ithe rtQ^^rmation of a layer has been performed b ^niwaua o f ascinating process^suyh as 


H ithe rto^ formation °f a layer has been performed t ^m e aiiB of a^ggating proce ^su yh as 

spin coating or the like, using a conductive macromolecule as the buffer layer and/or 

hole injection/transport layer, e.g., a polythiophene derivative and/or polyaniline 

derivative (Nature, 357, 477, 1992). With respect to a low molecular weight material, 

if*-' 

formation of a layer using a phenylamine derivative, as the ‘hole injection/transport 

layer ^y niiuu mM^^poration has been reported. 

The aforementioned inkjet methods are extremely effective lwn m a antT for^ 

simply forming a layer having a refined pattern without wasting the light emitting layer 

material ce m pr iai B g^the^ rgapic-electro-luminescent material. 

When forming a light emitting layer using an organic electro-luminescent 

material according to an inkjet method, a Composition is employed which comprij^sa " 

. >(^ 1 # jj-i 

solute and solvent, wherein the aforementioned solute co mpri s e s*an organic electro- 
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luminescent material. 


As the aforementioned composition, it is possible to use a c omp osition 

c omprisid& onlyxTne type of organic electro-luminescent material, however, 

—" . . > ^ - 

compositions co mpri^m ^a plnrality of organic electro-luminescent materials are more 

widely used. For example ^^Jy m a nne -g fen&xing a light emitting material and a 

fluorescent material, it is possible to change the light illuminated from the 

aforementioned light emitting material to a light having a different wavelength due to 

the presence of the aforementioned fluorescent material. 

In this manner, in the case of a plurality of organic electro-luminescent 
materials/^in^order to obtain the desired light characteristics, it is necessary to form a 
layer in a state in which each of the aforementioned organic electro-luminescent 
materials is uniformly mixed without separation therefrom. 

However, the droplets used in the formation of a thin layer according to the ink 
jet method are extremely small, and the evaporation time is short. As a result, the 
solvent molecules that Eire evaporated from the droplets are saturated prior to being 
sufficiently dispersed from the substrate area, such that even the resultant thin layer is 
re-dissolved. Furthermore, at the time of re-dissolving the aforementioned, the 
respective organic electro-luminescent materials phase separate from each other, which 
in turn results in problems, such as degradation of the performance characteristics of the 
organic electro-luminescent device. 


SUMMARY OF THE INVENTION 
The present invention w a s mad e to*Solv e the above-described problems, 
object of the present invention is to provide a manufacturing method, capable of 
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forming a homogeneous luminescent layer whichicauses np-pfiase separation during 


formation by the ink-jet method, and which is also capable of providing organic electro 
luminescence devices having superior display properties. In addition to the 
manufacturing method, an object of the present invention is to provide organic electro¬ 
luminescence devices having homogeneous luminesceritlayers and also having superior 
display properties. An object of the present invention^lso inelude^providipgrelectronic 


equipment provided with the present organic elect 


lentdevices. 


\A first aspect of the present invention provides a manufacturing method for an 

/ j 

organic electro-luminescent device: comprising the stepspf forming light emitting layers 
by discharging above a substrate at least two compositiorana^ch including at least one 
organic electro-luminescent materia l, ° -j 


le order of discharging said'compositions above the substrate starting with a 
composition which has the fewest number of organic electro-luminescent materials. 


!twas observed that problems of the phase separation occur more easily with 

co mpnginfe -a^argCT number of organic electro-luminescent materials, and 
thus in the discharge formation of a layer, those compositions comprising:a larger 


number of organic electro-luminescent materials are processed after the compositions 

S 



comprising a fewer number of organic electro-luminescent materials/: As a result, the 


aforementioned phase separation due to re-dissolution following completion of the 
discharge formation of the film can beiprevented, and an organic electro-luminescence 
device possessing superior display properties can be reliably manufactured. 

According to a second aspect of the present invention, ^^manufacturing method 
for an organic electro-luminescent device c omprisifig the steps of forming light emitting 
layers by discharging-above a substrate's! least two compositiona-each including at least 



one organic electro-luminescent material* "_^ 

- _ 

Cy^heiTdischarging compositions which ha^ the same number of organic 
electro-luminescent materials, the order of discharging said compositions above the 
substrate starting with a composition which is most difficult to be phase separated after 
the layer is formed. 

According to the present invention, the organic electro-luminescent 
composition, which is liable to be phase separated after the film formation, is discharge 
formed after the discharge formation of the other organic electro-luminescent 


composition, which is difficult to be phase separated. Thus, it becomes possible to 
thereby prevent the phase separation due to re-dissolution after the discharge formation, 
which results in making it possible to provide a manufacturing method of organic 
electro-luminescent devices having superior display properties. 

A third aspect of the present invention provides a manufacturing method for the 

organic electro-luminescent device, S- 5 _ p 

r 3uringtwo continuous cycles of discharging said compositions, the subsequent 
discharge of a compositi on b eia^pyeferably performed after the droplets of the 
composition discharged in a first cycle are dried. 

According to a fourth aspect of the present invention, tin 
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method for an organic electro-luminescent device'cemprieds the stejss^fTorming said^. 
light emitting layer after forming steps of a plurality of first electrodes corresponding to 
a plurality of pixel regions, a bank layer £^r partitioniylg said plurality of pixel regions/a 
^^^e injection/transport layer on said plurality of fi rst electrodes on said first electrode^ 
■and^the forming process further c omp r ise s the step of forming a second electrode on the 
light emitting layer. 


Proviaic^o f banks makes it possible to perform the discharge formation of a 


layer by completely separating the two or more ink compositions into separate pixel 
regions. As a result, it is possible to easily maintain the independence of each light 
emitting layer, and thereby obtain an organic electro-luminescent device having 
superior display properties. In addition, a hole injection/transport layer is provid ed 
meano - of ^tluoh both a high luminescent efficiency and improved durability can bo - 


- achi e ved * 


lode in the case when the 


Furthermore, the counter electrodejse mpfigj 

r*-cXp7 

image electrode is anode, and c omprk£s - a n andae electrode in the case when the image 
electrode is cathode. 

The organic electro-luminescent device of the present invention is obtained by 
^" ■w^nnr n fji^ing an aforementioned method for manufacturing an organic electro¬ 
luminescent device according to the present invention. It is possible to obtain an 
organic electro-luminescent device having a uniform light emitting layer and superior 
display properties. 

The present invention also provides an electronic equipment provided with an 
organic electro-luminescent device produced by the above manufacturing-process. 

According to the present invention, it is possible (o^eWev£elec^inc^ 
equipment that is equipped with a display apparatus having superior display properties. 


BRIEF DESCRIPTION OF THE DRAWINGS 
Fig. 1 is a crbssF§ectional view showing a process of a manufacturing method 


for manufacturing an organic electro-luminescent device according to an embodiment of 


the present invention^ 
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Fig. 2 is a cfbssjse^ional view showing a process of a manufacturing method 
for manufacturing an organic electro-luminescent device according to an embodiment of 
the present inventionj 

Fig. 3 is a yoss ^fi^tional view showing a process of a manufacturing method 
for manufacturing an organic electro-luminescent device according to an embodiment of 
the present invention^ 

Fig. 4 is a c^oss^gp^tional view showing a process of a manufacturing method 
for manufacturing an organic electro-luminescent device according to an embodiment of 
the present inventionj 

Fig. 5 is a cpdsy§@<?tional view showing a process of a manufacturing method 
for manufacturing an organic electro-luminescent device according to an embodiment of 
the present inventionj 

Fig. 6 is a cr^s^e>itional view showing a process of a manufacturing method 
for manufacturing an organic electro-luminescent device according to an embodiment of 
the present inventionj 

Fig. 7 is a cr^s^e^ctional view showing a process of a manufacturing method 
for manufacturing an organic electro-luminescent device according to an embodiment of 
the present inventionj 

Fig. 8 is a c{x>ss^sp^tional view showing a process of a manufacturing method 
for manufacturing an organic electro-luminescent device according to an embodiment of 


the present invention 





J*' $ 




: ig£/0A andyB she^ lightjemitting spectra of a green light emitting layer_^— 

V - ■ S' ■ ^ ^ 

according to an example and comparative example of the present inv^ntionj^rig^9A^ 
^shows-th^light emitting spectrum of a comparative exam^lp^an^ Fig. 9B^hows 

?£■) ( ^ 
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light emitting spectrum of an example* 

=i&^H£a, 10B and IOC are-pgrspective views showing electronic equipment 



equipped with an organic electro-luminescent device manufactured according to a 


manufacturing method of the present invention. 








«>S» 




DETAI LED DESCRIPTIONtQF THE INVENTION 
In the following, a manufacturing method for manufacturing an organic 
electro-luminescent device according to the present invention will be described with 
reference to Figs. 1-7. 



The manufacturing method according to the present embodiment 
bank formation process; a plasma treatment process; aj^/hole injeption/transport layer 
formation process; a. surface reforming process; a light emitting layer formation process; 
a cathode formation process; and a sealing process. 

As shown in Figr'lTaccording to the aforementioned bank formation process, 

1 f'separatir 


bank layers 12 fseparating-elich pixel region are form pdiS ymeanfeg f sequentially 
layerirlg-an-inOrganic^ubstance bank layer 12a_^nd organic substance bank layer 12b on 
a transparent electrode Ll 'Compricin^ IT^oMfie like, which is formed on a substrate 10 
onto which TFT or the like (not shown in the Figures) has been pre-provided when 
necessary. 

The aforementioned inorganic substance bank layer 12a may be formed by 
'jBMEK^Hb^ning an inorganic layer of Si02, TiC> 2 , SiN, and the like on the entire 
surface of the substrate 10 and transparent electrode 11 according to, for example, a 
CVD process, a spattering process, an evaporation process, or the like; patterning the 
aforementioned inorganic layer using etching or the like; and then providing an opening 



13a in the aforementioned transparent electrode 11. However, at this time, the inorganic 
substance bank layer 12a extends to the marginal areas of the transparent electrode 11. 

^ ^N ^eth^ ^g^yer thickness of the aforementioned inorganic substance bank 
layer 12a is preferably in the range of 50 - 200 nm, with a value of 150 nm being 
particularly preferred. 

Subsequently, an organic substance bank layer 12b is formed on the entire 
surface of the substrate 10, transparent electrode 11, and inorganic substance bank layer 
12a. 


In addition, the organic substance bank layer 12b is formed by first dissolving a 
standard resist, e.g., acrylic resin, polyimide resin, or the like, in a solvent, and then 
coating this soluti oiyb^^ ^^*^^ ^^ 1 coating, dip coating, or the like. 

The organic substance bank layer 12b is then etc fyed^fcy ^moan fr oj 
photolithography technique or the like to provide an opening 13b. This opening 131tof 
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the aforementioned organic substance bank layer 12b is preferably ^ brme d^lij 
larger than the opening 13a of the inorganic substance bank layer 12a. In this manner, 
an opening 13 which opens through both the inorganic substance bank layer 12a and 
organic substance bank layer 12b is formed above the transparent electrode 11. 

Furthermore, the plane shape of this opening 13 is not particularly important 
and may^mp^e^a^^, oval, square, or stripe. However, in the case of a square or 
the like, due to the surface tension of the ink composition, it is preferable to round out 
the comers thereof. 

Subsequently, in the plasma treatment process, a region of ink affinity and an 
ink repellent region are formed on the surface of the bank member 12. 


This plasma treatment process is divided into a pre-heating process, an ink 
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affinity process ft^iy^partiyg^ir^-affinity to the entire surface, an ink repellent process 
faf^m^^g tne organic substance bank layer 12b ink repellent, and a cooling process. 

In the pre-heating process, the substrate 10 including the bank member 12 is 
heated to a predetermined temperature. This heating is performed mgim"w^ ) 
installing a heater, for example, at a stage in which the substrate 10 is loaded within the 
plasma treatment chamber, and heating the substrate 10 to 70 to 80°C, for example, 
using this heater at the desired stage. 

^-Byn^^ ^fpbrforming this pre-heating process, even in the case when the 
plasma treatment is conducted continuously on a plurality of substrates, it is possible to 
achieve almost constant plasma treatment conditions from immediately after 
commencing the treatment to immediately prior to terminating the treatment. As a 
result, it is possible to impart a uniform affinity with respect to the composition ink of 
the bank portions 12 between substrates 10, which in turn allows for the manufacture of 
a display apparatus having a constant product quality. 

In addition, the substrate 10 is pre-heated beforehand, and thus the processing 
time for the subsequent plasma treatment can also be sh ortened. 

In the aforementioned pr^e^ss^fti^impartlKigjnk affinity, a plasma treatment 
(O 2 plasma treatment) is perform^cHn-which oxygen in the atmospheric air is used as 
the reactive gas. Specifically, the substrate 10 including the bank members 12 is placed 
onto a test stage within the interior of a heater, and oxygen in a plasma state is irradiated 
thereon. 


This O 2 plasma treatment may be performed under the conditions of a plasma 
power of 100 to 800 kW, an oxygen gas flow of 50 to 100 cc/min, a substrate transport 
speed of 0.5 to 10 mm/sec, and a substrate temperature of 70 to 90°C. Furthermore, the 
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heating performed according to this test stage is conducted mainly to maintain the 


temperature of the pre-heated substrate 10. 


£ 


«jsa*w£©fthis 0 2 pjasma treatment, hydroxyl groups are introduced in the 


exposed surfaces of the transparent electrode 11 and inorganic substance bank layer 12a, 
and on the entire surface of the organic substance bank layer 12b, thereby imparting the 
aforementioned with ink affinity properties. 

Subsequently, in the aforementioned process ff$r imparth4g^k repellent 
properties, a plasma treatment (CF 4 plasma treatmerityis"performed in the atmospheric 
air wherein tetrafluoromethane (tetra-fluoro-carbon) is used as the reactive gas. 

Specifically, the substrate 10 including the bank members 12 is placed onto a 
test stage within the interior of a heater, and tetrafluoromethane in a plasma state is 
irradiated thereon. 


This CF 4 plasma treatment may be performed under the conditions of a plasma 
power of 100 to 800 kW, a tetrafluoromethane gas flow of 50 to 100 cc/min, a substrate 
transport speed of 0.5 to 10 mm/sec, and a substrate temperature of 70 to 90°C. 
Furthermore, the heating performed according to this test stage is conducted mainly to 
main tain the temperature of the pre-heated substrate 10, in the same manner as with the 
first plasma treatment chamber 52. 

Furthermore, the reactive gas is not limited to only tetrafluoromethane, but 
other fluorocarbon gases may also be used. 

According to this CF 4 plasma treatment, ink repellent properties are imparted 
^ mo^ ^Q^ jpb-oducing fluorine groups into the organic substance bank layer, which 
displays an ink affinity by means of the previous process. Hydroxyl groups of the 
organic substances such as acrylic resin and polyimide resin forming the 



aforementioned organic substance bank layer 12 b are substituted easily by the fluorine 
grouj ^by r me«ai^? jh'adiating a fluorocarbon in a plasma state so that they are imparted 
with the aforementioned ink repellent properties. 

On the other hand, the exposed surfaces of the transparent electrode 11 and' 

_ * 5 ^ 

inorganic bank layer 12 a are slightly affedtehby this CF 4 plasma treatment.< 6 ow§ 

-- 

the CF4 plasma treatment does not^iffectprfthe affinity. 

By cooling the substrafelO, which has been heated for the plasma treatment 
back, to room temperature or to a predetermined temperature (a temperature fap 
exe^utiqjphe inkjet process) in the subsequent cooling process, it is possible to execute 
formation of the hole injection/transport layer at a constant temperature. As a result, it 
is possible to continuously discharge the ink droplets at a constant volume, at the time 



of discharging the composition ink containing the>hole/nyection/tf^isport layer 
material according to an inkjet method. In this manner, a uniform hole 
injection/transport layer can be formed. 

According to the aforementioned plasma treatment process, t^ntesiape£^ 
sequentially performing the aforementioned O2 plasma treatment and CF4 plasma 
treatment with respect to the organic substance bank layer 12 a and inorganic bank layer 
12 b. o e mpridm g differepWrlaterials, it is possible to easily provide both a region of ink 


, a& mole 


affinity and an ink repellent region in bank member 12 

Subsequently, i n the /h olejnjeetion/transport layer formation process, a^ 

injection/transport layer 16Jsformedb5^me*ss*^Jischarging an ink composition 15 

^ -- -^ 

containing the riiole injection/transport layer material from an opening 13 above the 


aforementi 


fiOnedTransnari 


ansparent electrode 11 , and then drying and heat treating the 


aforementioned. 
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Furthermore, after forming the aforementioned hole injection/transport layer, it 
is preferable to perform processes in an inert gas environment, such as that of a nitrogen 
atmosphere and/or argon atmosphere without water and oxygen,,. . “ , 

As shown in Fig. 2, an ink composition 15 containin g the Qiole'^ 
injection/transport layer material is first filled into an inkjet head 14, the discharge 
nozzle of which faces an opening 13. While mutually moving this inkjet head 14 and 
the substrate 10, the ink composition 15, the liquid amount per droplet of which is 
controlled, is then discharged onto the transparent electrode 11 from the aforementioned 

ink jet head 14. —- ~~ ~—- 

^^^ts the ink composition l^u o e d her e, for e xamp le^mixture of a 
polythiophene derivatiye-^uch as polyethylene dioxythiophene (PEDOT) or the like, and 
a polystyrene sulfonate (PSS), which has been dissolved in a polar solvent may be used^ / 
The aforementioned polar solvent may include, for example, isopropyl alcohol (IPA), 
normal butanol, y -butyrolactone, N-methyl pyrolidone (NMP), l,3-dimethyl-2- 
imidazolidone (DMI), derivatives thereof, and glycol ethers such as carbitol acetate, 
butylcarbitol acetate, and the like. 

More concrete examples of the ink composition 15 may include a composition 
f comprig^gJ_Lfl&%'by weight of a PEDOT/PSS mixture (wherein the ratio of PEDOT 


to PSS is 1 to 20); 1.44% by weight of PSS; 10% by weight of IPA; 27.48% by weight 
of NMP; and 50% by weight of DMI. Furthermore, the viscosity of the ink composition 
is preferably 2 to 20 Ps, and more preferably approximately 7 to 10 cPs. 

perform stable discharge of the ink composition from a discharge nozzle without 
plugging of the discharge nozzle of the inkjet head 14. 



y rooai«gC «sing the aforementioned ink composition, it is possible to 
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Moreover, with regard to the mate rial ccm ^ri3ii|g4ne hole/ipjectjon/fransport 
layer 16, the same material may be used for each light emitting layer of B. 

Alternatively, these materials may also differ from each other as well. 

The discharged ink composition 15 then spreads onto the transparent electrode 
11 and the inorganic bank layer 12a of the opening 13, both of which have been 
imparted with ink affinity properties. In addition, even if the ink composition 15 falls 
out of the predetermined discharge position, and is discharged onto the organic 
substance bank layer 12b, this ink composition 15 falls away from the organic substance 
bank layer 12b and flows into an opening 13 without wetting the organic substance bank 
layer 12b. 

The discharge amount of the ink composition 15 may be determined according 

to the size of the opening 13, thicknessof the hole injection/transport layer, 

X 5 ^ ) 

concentration^bf the /hole injection/transport layer in the ink composition 15, and the 
like. v "-- 


In addition, the discharge of the ink composition 15 to the opening 13 may be 
divided over several cycles instead of discharging all at once. In such a case, the 
discharge amount of the ink composition 15 may be identical each time, or alternatively 
may vary with each cycle. Furthermore, the ink composition is not necessarily 
discharged onto the same location within opening portions 13 every time, and the ink 
composition 15 may be dischargecTto different locations within opening portion 13. 

Subsequently, a /mue injeptitm/transport layer 16 is formed, as shown in Fig. 3, 
tfiifclischarged ink composition 15, and evaporating the polar 
solvent contained in the ink composition 15. 

The drying process, for example, may be performed at room temperature under 
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a pressure of approximately 133.3Pa (1 Torr) in nitrogen atmosphere. A pressure that is 
excessively low leads to clumping of the ink composition 15, and hence is not desirable. 
Furthermore, a small amount of the ink composition 15 remains on and adheres to the 
surrounding wall surface of the bank member 12. Thus, if the aforementioned drying 
temperature exceeds room temperature, the evaporation speed of the polar solvent is 
increased, which leads to an excessive amount of the ink composition 15 remaining on 
the aforementioned wall surface. Accordingly, the aforementioned drying process is 
preferably performed at a temperature not to exceed room temperature. 

After the drying process, the polar solvent and water remaining-in the 1 
injection/transport layer 16 are preferably removed < b^ meano ojE h ^at treating the 
aforementioned for approximately 10 minutes at 200°C in nitrogen, or preferably in 
vacuum. 

In the aforementioned hole injection/transport layer formation process, the 
discharged ink composition 15 blends into the exposed surface portions of the 
transparent electrode 11 and inorganic bank layer 12a, which exhibit ink affinity 
properties, while for the most part not adhering to the ink repellent, organic substance 
bank layer 12b. Therefore, even in the case when the ink composition 15 is mistakenly 
discharged onto the aforementioned organic substance bank layer 12b, this ink 
composition 15 falls away and flows onto the exposed surface portions of the 
transparent electrode 11 and inorganic bank layer 12a, both of which exhibits ink 
affinity properties. As a result, a hole injection/transport layer 16 can be reliably formed 
onto the aforementioned transparent electrode 11. 

Subsequently, a surface reforming process is performed prior to conducting the 
light emitting layer forming process. In other words, in order to prevent the 



iniection/transport layer 16 from being re-dissolved while forming the light emitting 
layer, a non-polar and insoluble solvent to the Jnole hyectkrtvtransport layer 16 is used 
with respect to the hole injection/transport layer 16, as the solvent for the ink 
composition at the time of forming the light emitting layer^, ^ ' 

However, on the other hand, the aforementione ^ole (inje.cti<5n/transport layer 
16 has a low affinity with the aforementioned non-polar solvent. Thus, even when the 
ink composition of the light emitting layer comprising the non-polar , solvent is 

i3ta crfba^ 


discharged onto the aforementioned hole injection/transpo^layer^lb, tlicrc cxi3t3 ^ 
ink composition widfb^rdpelled'by the ^ok^jedtion/trans^drfTa^r 16, which 


lie/noleJnj€ction> 


iction/transport 


makes it impossible to adhere the light emitting layer with the 
layer 16, or alternatively makes it impossible to form uniform coating of the light 

emitting layer. a btV" 

Hence, in order to increase the surface affinity of the aforementio ned (hole ^ 
injection/transport layer 16 with the aforementioned non-polar solvent, it is preferable to 
perform a surface reforming process prior to the formation of the light emitting layer. 

In this surface reforming process, a solvent for use in surface reforming, which 
is identical or similar to the non-polar solvent of the ink composition used at thelime of 
forming the light emitting layer, is coated onto the aforementionedmole--— 
injection/transport layer l^hy HMAns=&£an)ink jet method, spin coating method, or dip 
method, and dried thereon. 

According to an inkjet method, the aforementioned coating is performed by 

r^meanc o£ffoling a solvent for use in surface reforming into an ink jet head, and then 

- 

discharging this surface reforming solvent onto the^ole iryepUOn/transport layer 16, 
while moving this inkjet head and the substrate 10 to each other, with the discharge 
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'Tioltf injection/transport layer 16. 


nozzle of the inkjet head facing the aforementioned 

In addition, according to a spin coat method, a substrate 10 is, for example, 
loaded onto a stage, and a surface reforming solvent is added thereto in a dropwise 
manner from above. Subsequently, the substrate 10 is rotated to spread the surface 
reforming solvent over the entire /Ji^ejnj^cti^i/transport layer 16 on the substrate 10. 
Furthermore, although the surface reforming solvent is temporarily spread over the ink 
repellent organic substance bank layer 12b, this surface reforming solvent is blown 
aside by the centrifugal force of the aforementioned rotation, and hence ends up coating 
only the aforementioned <nolejnjecti on/transport layer 16. 

Furthermorerthecoating according to a dip method involves immersing a 
substrate 10 in a surface reforming solvent, and following removal, spreading this 
surface reforming solvent over the entire hole inject ion/transport layer 16. In this case 
as well, the surface reforming solvent is temporarily spread over the ink repellent 
organic substance bank layer 12b, but falls away from the ink repellent organic 
substance bank layer 12b and removed from the surface reforming solvent.'XiTa result, 
the surface reforming solvent ends up coating only the aforementioned! 
injection/transport layer 16. 

The surface reforming solvent used here may include compounds identical to 
the non-polar solvent of the ink composition, such as cyclohexylbenzene, 
dihydrobenzofuran, trimethylbenzene, tetramethylbenzene, and the surface reforming 
solvent such as toluene, xylene, and the like are preferable for the spin coat method and 
the dipping method. 

In particular, when performing the aforementioned coating according to an ink 


jet method, dihydrobenzofuran, trimethylbenzene, tetramethylbenzene. 



cyclohexylenzene, a mixture of these compounds, especially the same solvent mixture 
used in the ink composition and the like are preferably used. In the case when 
performing the aforementioned coating according to a spin coating or dip method, 
toluene, xylene, and the like are preferably used. 

With regard to the drying process, in the case when the coating has been 
performed according to an inkjet method, it is preferable to perform the aforementioned 
dryin ad5^mea»flHg ^)ading the substrate 10 onto a hot plate and heating the 
aforementioned to a temperature of no greater than 200°C in order to dry the surface 
reforming solvent. On the other hand, in the case when the coating has been performed 
according to a spin coating or dip method, the surface reforming solvent is preferably 
dri od'by' m aa ncj i^ ither blowing nitrogen onto the substrate 10, or by generating an air 
flow onto the surface of the substrate 10 by rotating the aforementioned substrate. 

Moreover, it is also possible to perform the coating of the surface reforming 
solvent after the drying process of the aforementioned hole inj ection/transport la^fer 
formation process, and then conduct the heat treating prop ess of t hefnple-'"^ 
injection/transport layer formation process after drying the coated surface reforming 
solvent. 

^By mea*£s ofpefforming the aforementioned surface reforming process, the 


surface of theMiole inject 


isporLiayer 16 blends in easier with the non-polar 


solvent. In addition ally me «<softhe j £ubsequent processes, it is possible to uniformly 
coat the ink composition containing the light emitting layer material onto the 
aforementioned hole injection/transport layer 16. 

Moreover, it is also possible to form an ultra thin hole transport layer onto the 
aforementioned hole injection/transport layer ^f j^rming an ink composition 



by dissolving a commonl/used^hole^pansport layer material, such as arylamine-type 
compound and the like, in the aforementioned surface reforming solvent. The resultant 
ink composition is then coated onto injection/transport layer according to an 

inkjet method, and dried thereon. 

Although the majority of this hole transport layer is dissolved into the light 
emitting layer coated in a subsequent process, a small amount remains as a thin layer 
between the hole injection/transport layer 16 and the light emitting layer. As a result, 
the energy barrier between the hole injection/transport layer 16 and the lightgraitting 
layer is reduced, which in turn allows for easy movement/ofthe/hoje^nd Hnprovcrmsjt 
of light emitting efficiency. 

In the subsequent light emitting layer formationmrocess, the ink compositions 
17a, 17b and 17c (not shown), each co mpriamg jtjfllutecomponent, e.g., an organic 
electro-luminescent material or the like, and a solvent, are discharged according to the 

[>nole injectiohTtransport: 


following sequence onto a^' 


layer 16 which has undergone 


surface reformationrTJfymg and heat treatment of the aforementioned are then 
performed to sequentially form the light emitting layers 18a, ^rf^an)l 18c. 

The aforementioned organic electro-luminescent material may include 
fluorene-type high molecular weight-derivatives such as shown in chemical formula 1 to 
chemical formula 5^hown latcfT ^L 


Examples of the organic electro-luminescent materials include (poly)- 
paraphenylene-vinylene derivatives, polyphenylene derivatives, polyfluorene 
derivatives, polyvinyl carbazol, polythiophene derivatives, perylene-type pigments, 
coumarin-type pigments, rhodamine-type pigments, as well as low molecular weight 
organic EL materials and large molecular weight EL materials that are soluble in other 
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derivatives. Fbt example, it is possible ose rubles, pstyluua, 9,10-dipheyl 
aouaraoeoe. tsbapheuyl butadiene, Nile Red, eou mttrin «, quinacridone, and the Itte. 

Furthermore, inthe,ch< 
the degree of polymerization. < 

500,000, in the cheLaHca range of 1,000 to 500,000. in the chemical 
formula 3, n is in a range of 1,000 to 500,000; in the chemical formula 4, n ranges 
1 000 to 500,000, and in the chemical formula 5, n-rang« l* 000 to 50 °* °°* 1x1 

addition, in the chemical formula 5, R represents H, CHa, CiHj and so on. 

[chemical formula 1] 


formula 1 tb the chemical formula 5, n represents. 

* 7 

I formula 1, n is in a range of 1,000 to 



>• ^ \ 'n 

CaHii CaHii 


[chemical formula 2] 



[chemical formula 3] 




[chemical formula 4] 



N-<0>f 


n 

As the non-polar solvent, it is preferable to use a compound that is insoluble in 
the fholc ipjecjWtransport layer 16, for example, cyclohexylbenzene, 
dihydro benzo fur an, trim ethylbenzene, tetramethylbenzene, and lbs Eke 

' non-polar solvent in the ink composition of the 

light emitting layer, it is possible to coat the ink composition without re-dissolving the 
hole injectionAransport layer 16. 

Furthermore, as the solute component, beside the organic electro-luminescent 
material, it is also possible to include an appropriate amount of a binder, such as a 


surface active agent, a thicker and the like. 




As shown in Fig. 4, an ink composition 17a is discharged onto aqg 'hoi 


injectionAransport layer 16^ 


ling the ink composition 17a into an ink jet 

head 14 and then discharging this ink composition, the liquid amount per droplet of 
which is controlled, from a discharge nozzle while moving both this inkjet head 14 and 


substrate 10 with respeepo each other, withsthe discharge noazle of the ink jet bead 14 
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organic substance bank layer 12b, it falls away and flows onto the Clide 
injection/transport layer 16. In this manner, it is possible to form a layer of the ink 
composition 17a which is tightly adherent to the hole injection/transport layer 16. 

The amount of the ink composition 17a is determined based on the thickness of 
the light emitting layer 18a to be formed, the concentration of the light emitting layer 
material within the ink composition, and the like. 

In addition, the discharge of the ink composition 17a on^o the O iol 
injection/transport layer 16 may be performed with the dropwise addition of the ink 
composition 17a divided over several cycles instead of discharging all at once. In such 
a case, the droplet amount of the ink composition 17a may be identical each time, or 
alternatively may vary with each cycle. Furthermore, instead of being discharged to the 

same location on the hole injection/transport layer 16 each time, the ink composition 

./ ' ‘ 

17a droplets may also be discharged arranging different locations within the/hole 

injection/transport layer 16. 

Subsequently, a light emitting layer 18a is formed, as shown in Fig. 5, by 
BisaasdoftlFying the discharged ink composition 17a, and evaporating the polar solvent 
contained in the ink composition 17a. 

The drying process, for example, may be performed at room temperature under 
a pressure of approximately 133.3Pa (1 Torr) in nitrogen atmosphere for 5 — 10 minutes, 
or by spraying nitrogen thereon at 40°C for 5 - 10 minutes. 

Other m est»6 foi^perlorming the aforementioned drying may include, for 
example, a far infrared irradiation method, a high-temperature nitrogen gas spraying 


method, and the like. 

Subsequently, as shown in Fig. 6, a second light emitting layer 18t/is formed 





ropwise addition and drying of an ink composition 17b, in the same 
manner as with the aforementioned ink composition 17a. Thereafter, a third light 
emitting layer 18c is formed in a similar manner cby'r noano a£ ^ropwise addition and 
drying of an ink composition 17c, as shown in Fig. 7, to yield a substrate having three 
types of light emitting layers 18a, 18b, and 18c formed thereon. 

Here, the formation sequence of the aforementioned three types of light 
emitting layers 18a, 18b, and 18c is determined in the following manner. 

First, in the case when the number of organic electro-luminescent materials is 
different, the formation sequence starts with tjie layer comprising the fewest organic 
electro-luminescent materials/^If a light-Cmitting layey'e omprm ftg a colpt-having a 
large number of components iTfbrm^d'flrst, t horo cnioto thqjjpar'of phase sepafationtclu 
to re-dissolution of the initially formedligEtemTtting layer, by the solvent vapor 
evaporated from the ink composition of a light emitting layer oomprieiTg a diffg ] 
color, which has been formed later. 

In addition, in the eases^hen the number of organic electro-luminescent 
materials cp mprioirig the respective ink compositions is identical, the aforementioned 



formation sequence starts with the ink composition ^o m p risi ^ the^ arfnUfnc electro¬ 
luminescent materials that are most difficult to phase separate. The degree of difficulty 
for phase separation may be determined by ( mon« # o ^dr^ nR the ink compositions to be 
compared under identical drying conditions, and comparing the degree of phase 
separation of the resultant light emitting layers. At this time, the aforementioned 
“identical” drying conditions may include natural retention, drying by heating, and 


drying under reduced pressure, and the natural retention is preferably selected. 

The degree of phase separation may be determined by the amount of light of a 
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wavelength obtained at the time of complete phase separation that remains in the light 
emitting spectrum of the resultant light emitting layer. In addition, it is also possible to 
determine the degree of phase separation by the proportion of light of a wavelength 
resulting when complete phase separation does not occur, in the light emitting spectrum 
of the resultant light emitting layer. 

In the cathode formation process, a cathode 19 is formed over the entire 
surfaces of the light emitting layers 18a, 18b, 18c, and organic substance bank layer 
12b. This cathode 19 may be formed by laminating a plurality of materials. 

For exapajJleTK is preferable to use a material such as Ca and Ba, whose work 
function is low, ftfr fprfyii^i layer close to the light emitting layer, and sometimes it is 
more preferable to form a thin LiF layer as an underlayer, depending on the nature of 
the layer material formed on the light emitting layer. In addition, the cathode upper 
layer (sealing side) is preferably formed by materials such as an A1 layer, an Ag layer, a 
Mg/Ag layer and the like, which have a larger work function than that of the lower 
layer. The thickness of the upper cathode layer is preferably within a range of 100 to 
1,000 nm, and more preferably, within a range of 200 to 500 nm. 

The aforementioned cathode layer is preferably formed by means- 



the like. In 


example, an evaporation method, spattering method, CVI 
particular, formation according to an evaporation method is preferable from the point of 
view of preventing the light emitting layers 18a, lpbjj ayd 18c from being damaged by 
heat. 


In addition, it is also possible to form the lithium fluorine laye ^on l^) o^the 


light emitting layers 18a, 1 



18 c, or alternatively only on a^ 


emitting layer. In such as case, the cathode upper layer formed from calciu 
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the/other light emitting layers. 



In addition, it is also possible to provide a protective layer comprising SiO, 
Si02, SiN, or the likeA>nto the cathode layer to prevent from oxidation. 

^s, a sealing layer 20 is formed b y lne au^ ^pdating 
^setting resiii or ultraviolet lightened resin onto the 
entire surface of the cathode 19. Furthermore, a substrate^ (not shown in 

the Figu^s^ then laminated onto the sealing layer I 

This sealing process is preferably conducted in the environment of an inactive 
gas, such as nitrogen, argon, helium, or the like. In the case when performing the 
aforementioned sealing process in air and a dep»et-iftjch as pin hole or the l iKST ^ 



generated in the cathode layenj hofc exists the. fca r that ^vater, oxygen, and the |4ke wili^ 
penetrate into the cathode 19 through' the aforementioned defect, resulting in the 
undesirable oxidation of the cathode 19. 

In this manner, an organic electro-luminescent device shown in Fig. 8 is 
obtained. 

According to the present embodiment, the discharge formation of a layer of the 

ink composition compsi£iag a gre^ler'number-efrprgaruc materials is performed after 

^ . 

that of the ink composition ccw npriswig fewgr-ergamc electro-iun^inescent materials. In 
addition, in the case when the ink compositi ons c o mpris eJhg^ailie number of organic 
electro-luminescent materials, this discharge formation of a layer is performed in a 
discharge sequence, starting with the ink composition comprising the organic electro¬ 
luminescent materials that are most difficult to phase separate. As a result, it is possible 
to prevent the phase separation occurring due to re-dissolution after the discharge 
formation of a layer. Accordingly, an organic electro-luminescent device having 


,<r*Y 
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superior display properties can be reliably manufactured. 

In the following, the electronic equipment comprising the organic electro¬ 
luminescent device manufactured according to the aforementioned embodiment will be 
described using concrete examples. 

Fig. 10A is a perspective view showing an example of a portable telephone. In 
Fig. 10A, reference numeral 600 denotesji main body 600 of the portable telephone, 

electro-luminescent dev^ dST*^ 


Fig. 10B is a perspective view showing an example of a portable information 
processing apparatus, e.g., word processor, personal computer, or the like. Fig. 10B 
shows an information processing apparatus 700, an input unit 7^"5bph as a keyboard or 
the like, the main body 703 of the information processing apparatus, and an organic 
electro-luminescent device as a displ ay uni t 702. 

Fig. 1QC is an ©biiqMjriewsjjovmig an example of an electronic wristwatch. 
In Fig. 10C, the main body 800 of the watch, and an organic electro-luminescent device 
as a display unit 801 are shown. 

According to the present embodiment, it is possible to provide electronic 
equipment that is equipped with a display apparatus possessing superior display 
properties. 


Examples 

The organic electro-luminescent devices of the Examples and Comparative 
Examples were manufactured according to the above-described embodiments. The 
concrete manufacturing conditions are described below. The conditions are common to 
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all of the Examples and Comparative Example except the formation sequence for 
manufacturing the light emitting layer. 

Bank Formation Process 

A bank layer was formed so as to be opened on the transparent pixel electrode 
made of ITO. Since the transparent electrode was formed in a matrix form having a 
pitch of 70.5 micron meter, the bank layer was also formed in a matrix form having a 
pitch of 70.5 micron meter. The bank layer (bank) was formed by laminating inorganic 
bank layers made of SiC >2 and organic substance bank layers made of polyimide. Each 
layer was formed on the etched layer formed by photolithographic technique. Circular 
openings were made for the bank layers and the opening for the organic substance bank 
layer was formed in a diameter of 28 micron meter and the opening for the inorganic 
bank layer was formed in a diameter of 44 micron meter. The organic substance bank 
layer was formed at a height of 2 micron meter and the inorganic bank layer was formed 
at a height of 150 nm. 


Plasma Treatment Process 

An O 2 plasma treatment was performed as a process for imparting ink affinity. 

e> 

This O 2 plasma treatment was conducted under the conditions of room ^nperature, 
atmospheric pressure, a power of 300W, an electrode-substrate distance of 1 mm, an 
oxygen gas flow amount of 100 cc/min, a helium gas flow amount of 10 1/min, and a 
table transfer rate of 10 mm/s. Subsequently, a CF4 plasma treatment was performed as 
a process for imparting ink repellent properties. This CF4 plasma treatment was 
conducted under the conditions of a CF 4 gas flow amount of 100 cc/min, a helium gas 
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flow amount of 101/min, and a table transfer rate of 3 mm/s. 


Hole Injection/Transport Layer Formation Process 

An ink composition (a mixtufeof “Baytron P” manufactured by Bayer AG and 
a polystyrene sulfonate) for use in a^/nole imgeuon/transport layer shown in Table 1 


was discharged from the heathefarTmkjet printer (MJ-9300 manufactured by Epson) at 
15 pi to form a pattern coat. The solvent was then removed at room temperatime undeka 
vacuum (1 Torr) for 20 minutes. The same ink composition for use in a^nole 
injection/transport layer was then discharged at 15 pi to form a pattenTcoatTAfter 
removing the solvent at room temperature under a vacuum (1 Torr) for 20 minutes, a 
heat treatment was performed in air atmosphere at 200°C (on a hot plate) for 10 minutes 
to form an hole injection/transport layer. 



Table 1: Ink Composition for Hole Injection/Transport Layer 


Composition 

Material name 

Composition 

(wt%) 

hole injection/ transport layer 
materials 

Bytron P 

' J_ 

11.08 


Polystyrene sulfonate 

1.44 

Polar solvents 

Isopropyl alcohol 

10 


N-methyl pyrolidone 

27.48 


l,3-dimethyl-2- 

imidazolidone 

50 


Surface Reforming Process 

1,2,3,4-tetramethyl benzene was discharged from an inkjet printer (MJ-930C 
manufactured by Epson) to form a coat. Subsequently, the aforementioned was placed 
on a hot plate that was heated to a temperature below 200°C and dried. 

Light emitting layer Formation Process 

The ink compositions shown in Tables 2 to 4 were prepared. Table 2 shows an 
ink composition (green) for a light emitting layer. Table 3 shows an ink composition 
(blue) for a light emitting layer; and Table 4 shows an ink composition (red) for a light 
emitting layer. Furthermore, compounds 1,2,4, and 5 in the Tables are respectively 
described above in Chemical Formula 1 to 5. 




Table 2: Ink Composition (Green) for a Light emitting layer 


Composition 

Material name 

Composition 

weight 

Light emitting layer 
Materials 

Compound 1 

0.76 g 


Compound 2 

0.20 g 


Compound 4 

0.04 g 

Solvent 

1,2,3,4-tetramethyl benzene 

100 ml 


Table 3: Ink Composition (Blue) for a Light emitting layer 


Composition 

Material name 

Composition 

weight 

Light emitting layer 

Material 

Compound 1 

1.00 g 

Solvent 

1,2,3,4-tetramethyl benzene 

100 ml 


Table 4: Ink Composition (Red) for a Light emitting layer 


Composition 

Material name 

Composition 

weight 

Light emitting layer 
Materials 

Compound 1 

0.7 g 


Compound 2 

0.2 g 


Compound 5 

0.1 g 

Solvent 

1,2,3,4-tetramethyl benzene 

100 ml 






Example 1 


Initially, a blue light emitting layer was prepar gcfby m e ans <^ d |yharging the 
ink composition (blue) for a light emitting layer comprising a concentration of 1% 
(wt/vol) shown in Table 3, from an inkjet printer (MJ-930C manufactured by Epson) by 
20 pi under an N 2 gas flow, and then drying under the conditions of 25°C and 1 atm. 

Subsequently, a green light emitting layer was prepared nv—uiij'vrf. 

discharging the ink composition (green) for a light emitting layei; 
concentration of 1% (wt/vol) shown in Table 2, into a neighboring opening 13 at 20 pi 
under an N 2 gas flow, and then drying unider the conditions of 25°C and 1 atm. 



Example 2 

Initially, a blue light emitting layer was prepare drby m a ano ^^ discharging the 
ink composition (blue) for a light emitting layer co mprio k i ga^cpnegntration of 1% 
(wt/vol) shown in Table 3, from an inkjet printer (MJ-930C manufactured by Epson) at 
20 pi under an N 2 gas flow, and then drying under the conditions of 25°C and 1 atm. 

Subsequently, a red light emitting layer was prepared ^ m a aq a ^f d is^harging 
the ink composition (red) for a light emitting lay^r cnmrmtifih a conc eafration of 1% 
(wt/vol) shown in Table 4, into a neighboring opening 13 at 20 pi under an N 2 gas flow, 
and then drying under the conditions of 25°C and 1 atm. 

Thereafter, a green light emitting layer was prepared m aa no of dj ^charging 
the ink composition (green) for a light emitting layer c pmp w amg a concentration of 1% 



(wt/vol) shown in Table 2, into a neighboring opening 13 at 20 pi under an N 2 gas flow, 
and then drying under the conditions of 25°C and 1 atm. 


Comparative Example 1 

Initially, a green light emitting layer was prepare (frt>yinggfcg^ i«charging the 
ink composition (green) for a light emitting layer e^mpri s i^ VepBee^ation of 1% 
(wt/vol) shown in Table 2, from an ink jet printer (MJ-930C manufactured by Epson) at 
20 pi under an N 2 gas flow, and then drying under the conditions of 25°C and 1 atm. 

Subsequently, a blue light emitting layer was prepared b yrncana pL d&charging 
the ink composition (blue) for a light emitting layei^T^npi'ioffifLsLcoaeeti&ation of 1% 
(wt/vol) shown in Table 3, into a neighboring opening 13 at 20 pi under an N 2 gas flow, 
and then drying under the conditions of 25°C and 1 atm. 


Cathode Formation Process 

After forming a LiF layer having a thickness of 2 nm by a vapor deposition 
method as the cathode layer, a calcium layer having a thickness of 20 nm was formed by 
a vapor deposition method. An aluminum layer of 200 nm was then formed as the 
cathode layer by a spattering method. 


Sealing Process 

A sealing layer was formed /bynwg^rf cu tting a sealing ag^ t coroprirffTtp an^ 
epoxy resin onto the entire surface of the cathode. Furthermore, a substrate for use in 
sealing was laminated onto the aforementioned sealing layer to prepare the organic 
electro-luminescent device according to the Examples and Comparative Example. 



Evaluation 


The light emitting spectrums of the green light emitting layers of the organic 
electro-lumines£finrdeviceacfcording to the Comparative Example and Example 1 are 
shown in /i|. 9^As showa Fig. 9 A, a blue luminescent (430 nm) originated from the 
conipouRdTTemained^ the green light emitting layer of the Comparative Example 
showed a spotty luminescent exhibiting color of light blue. 

In contrast, as shown in Fig. 9B, the green light emitting layer of Example 1 
displayed a green fluorescent luminescent (530 nm) having an approximately uniform 
spectrum. 

In addition, the blue light emitting layers of the Comparative Example and 
Example 1 both displayed a uniform spectrum of blue luminescent (430 nm) originated 
by the compound 1. 

Hence, the formation efficiency of forming the light emitting layers in the order 


starting with the layers having the fewest number of organic electro-luminescent 
materials was confirmed from the aforementioned. 

In addition, the blue light emitting layer (430 nm), red light emitting layer (640 


nm), and green light emitting layer (530 nm) of the organic electro-luminescent device 
according to Example 2 each showed a uniform spectrum. 

Both the ink compositions of the (red) light emitting la^er and (jpeen) 
emitting lay^rcompnstffl three-organic electro-luminescent: 
comparing the difficulty of phase separation of these ink compositions under the 
conditions of N 2 flow, the ink composition of the (red) light emitting layer was found to 


be more difficult to phase separate. 
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number of 


Hence, in the case when the ink compositions 
organic electro-luminescent maferials/fme^efficienj^KJfTbrming the light emitting 
layers in the order starting with the layer that is the most difficult to phase separate was 
confirmed from the aforementioned. 

As described above, according to the method for manufacturing an organic 
electro-luminescent device of the present invention, it is possible to manufacture an 
organic electro-luminescent device having superior display properties in which phase 
separation due to re-dissolution after completion of forming layer can be prevented. 

..addition, the organic^electro-luminescent device according to the present 
invention co mprisd& a uniformji^ht emitting layer(s) and also exhibits superior display 


properties. 

In addition, the present invention provides the electronic equipment which is 
capable of having superior display properties. 



